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Provided 1s a metal coated steel sheet having a coating layer
including a metal having a level of Gibbs free energy equal to
that of Fe or above and an oxide thereof. Accordingly, the
quality of a plated steel sheet may be improved by preventing
the generation of bare spots through inhibition of the forma-
tion of Mn oxide, S1 oxide, or Al oxide on the surface thereof,
and simultaneously, the complexity of a manufacturing facil-
1ty or an 1ncrease 1n manufacturing costs may be minimized.
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1
METAL-COATED STEEL SHEE'T

TECHNICAL FIELD

The present invention relates to a metal coated steel sheet,
a hot-dip galvanized steel sheet, and manufacturing methods
thereot, and more particularly, to a metal coated steel sheet
having excellent surface qualities which includes a metal
coating layer including a metal having a level of Gibbs free
energy equal to that of iron (Fe) or above, and an oxide thereof
in a base steel sheet, a hot-dip galvanized steel sheet, and
manufacturing methods thereof.

BACKGROUND ART

Hot-dip galvanized steel sheets have been widely used in
automobiles, building materials, various structures, and
household appliances due to having excellent corrosion resis-
tance properties, and 1n particular, the high strengthening of
steel sheets has been continuously undertaken 1n line with
recent demands for weight reductions in vehicles. However,
since the ductility of steel sheets relatively decreases when
the strength thereot 1s increased, high-strength steels having,
improved ductility, such as dual phase (DP) steels having
manganese (Mn), silicon (S1), or aluminum (Al) added to a
base steel sheet, complex phase (CP) steels, and transforma-
tion 1mduced plasticity (TRIP) steels, have been manufac-
tured.

However, Mn, S1, or Al, added to steel sheets, may react
with a trace of oxygen existed 1n an annealing furnace to form
a single or complex oxide of S1, Mn, or Al, and thus, bare spots
may be generated to degrade surface qualities of the plated
steel sheet.

As a typical method for addressing the foregoing limita-
tions, Japanese Patent Application Laid-Open Publication
No. 2005-200690 discloses a technique 1n which a base steel
sheet 1s coated with metal, such as nickel (N1), after annealing
and cooling to cover Mn oxide, S1 oxide, or Al oxide formed
on a surface thereof during annealing with the metal coating
layer. In general, a continuous hot-dip galvanizing process 1s
integrally configured 1n order to maintain a reducing atmo-
sphere from an annealing process to a galvanizing process.
However, with respect to the above technique, the annealing
and galvanizing processes must be separated 1n order to allow
for an annealing process before the metal coating process, and
thus, a manufacturing facility may be complicated and manu-
facturing costs may be increased.

As another typical method for addressing the foregoing
limitations, there 1s provided a techmique, 1n which metal
coating 1s performed in advance, and annealing and plating
are subsequently performed. However, 1n the case that a tem-
perature of 750° C. or above 1s used during annealing, the
coated metallic materials may be diffused into a base steel
sheet to this dissipate or thin a metal coating layer, and thus,
there may be limitations in substantially preventing the sur-
face diffusion of Mn, Si, or Al.

Theretfore, the need for a economical technique, allowing
tor the surface qualities of a plated steel sheet to be improved
by preventing the generation of bare spots through the 1nhi-
bition of the formation of Mn oxide, S1 oxide, or Al oxide on
the surface of the steel sheet, has rapidly increased.

SUMMARY OF THE INVENTION

An aspect of the present invention provides a metal coated
steel sheet, a hot-dip galvanized steel sheet, and manufactur-
ing methods thereof which may mimimize complexity of a
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manufacturing facility or an increase 1n manufacturing costs
while improving quality of the galvanized steel sheet by pre-
venting the formation of an oxide of Mn, Si1, or Al on the
surface thereof.

According to an aspect of the present invention, there 1s
provided a metal coated steel sheet having a coating layer
including a metal having a level of Gibbs free energy equal to
that of 1ron (Fe) or above and an oxide of the metal.

The coating layer may be included in a metal amount
ranging from 0.1 g/m” to 3 g/m”, based on an equivalent
amount of the metal and the oxide of the metal.

Also, the oxide of the metal may be included 1n a metal
amount ranging from 0.5 wt % to 5 wt % based on an equiva-
lent amount of oxygen.

Furthermore, the steel sheet may include one or more
selected from the group consisting of silicon (S1), manganese
(Mn), and aluminum (Al) 1n an amount o1 0.2 wt % or above,
and may further include one or more selected from the group
consisting of titanium (11), boron (B), and chromium (Cr) 1n
an amount of 0.01 wt % or above.

The metal may be one or more selected from the group
consisting of nickel (N1), Fe, cobalt (Co), copper (Cu), tin
(Sn), and antimony (Sb).

According to another aspect of the present invention, there
1s provided a hot-dip galvanized steel sheet characterized 1n
that on a glow discharge spectrometer (GDS) graph of the
hot-dip galvanized steel sheet sequentially including a base
steel sheet, a coating layer of a metal having a level of Gibbs
free energy equal to that of Fe or above, and a hot-dip galva-
nized layer, a peak of the metal 1s disposed closer to the
hot-dip galvanized layer than a peak of oxygen.

A content of oxygen at the peak of oxygen may be in a
range of 0.05 wt % to 1 wt %.

Also, the steel sheet may include one or more selected from
the group consisting of S1, Mn, and Al 1n an amount of 0.2 wt
% or above, and may further include one or more selected
from the group consisting of T1, B, and Cr 1n an amount of
0.01 wt % or above.

The metal may be one or more selected from the group
consisting of N1, Fe, Co, Cu, Sn, and Sb.

According to another aspect of the present invention, there
1s provided a method of manufacturing a metal coated steel
sheet characterized 1n that a surface of a base steel sheet 1s
coated with a solution 1n which a molar concentration of
SQ,*" is equal to 0.7 times to 1.2 times a molar concentration
of Ni**, a concentration of Ni** is in a range of 20 g/L to 90
g/L, and a concentration of N1(OH), 1s 1 g/LL or less, based on
an equivalent amount of Ni.

A pH level of the solution may be 1n a range of 4 to 6.

Also, the steel sheet may include one or more selected from
the group consisting of S1, Mn, and Al 1n an amount of 0.2 wt
% or above, and may further include one or more selected
from the group consisting of T1, B, and Cr 1n an amount of
0.01 wt % or above.

According to another aspect of the present invention, there
1s provided a method of manufacturing a hot-dip galvanized
steel sheet including: coating a surface of a base steel sheet
with a solution in which a molar concentration of SO~ is
equal to 0.7 times to 1.2 times a molar concentration of Ni**,
a concentration of Ni** is in a range of 20 g/L. to 90 g/L, and
a concentration of N1(OH), 1s 1 g/LL or less, based on an
equivalent amount of N1; heating the coated steel sheet; cool-
ing the heated steel sheet; and hot-dip galvanizing the
annealed steel sheet.

A pH level of the solution may be 1n a range of 4 to 6.

Also, the heating may be performed at a temperature rang-

ing from 750° C. to 900° C.
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Furthermore, the hot-dip galvanizing may be performed in
a plating bath having a temperature ranging from 440° C. to

430° C.

Also, the steel sheet may include one or more selected from
the group consisting of S1, Mn, and Al in an amount of 0.2 wt
% or above, and may further include one or more selected
from the group consisting of T1, B, and Cr 1n an amount of
0.01 wt % or above.

The method may further include performing an alloying
heat treatment on the hot-dip galvanized steel sheet at a tem-
perature ranging from 480° C. to 600° C., after the hot-dip
galvanizing.

According to an aspect of the present invention, quality of
a plated steel sheet may be improved by preventing the gen-
eration of bare spots through inhibition of the formation of a
Mn oxide, a S1 oxide, or an Al oxide on the surface thereof,
and simultaneously, complexity of a manufacturing facility or
an 1ncrease in manufacturing costs may be mimmized. Thus,
the present mvention may be highly economically advanta-
geous.

DESCRIPTION OF THE DRAWINGS

The above and other aspects, features and other advantages
ol the present invention will be more clearly understood from
the following detailed description taken 1n conjunction with
the accompanying drawings, in which:

FIG. 1(a) 1s a schematic view illustrating a structure of a
steel sheet according to a manufacturing process of a com-
parative example not having a nickel (N1) coating, FIG. 1(b)
1s a schematic view illustrating a structure of a steel sheet
according to a manufacturing process of a comparative
example having Ni coating but not including Ni oxides (1in-
cluding hydroxide), and FIG. 1(c) 1s a schematic view 1llus-
trating a structure of a steel sheet according to a manufactur-
ing process of the present invention;

FIG. 2 1s a graph 1llustrating the results of glow discharge
spectrometer (GDS) analysis of a hot-dip galvanized steel
sheet according to an example of the present invention; and

FI1G. 3 15 a graph illustrating the results of GDS analysis of
a metal coated steel sheet according to an example of the
present invention.

DETAILED DESCRIPTION OF THE INVENTION

Hereinafter, a metal coated steel sheet of the present inven-
tion will be described 1n detail.

The present inventors recognized limitations 1n a typical
technique for inhibiting the formation of oxide of Mn, Si1, or
Al on the surface of a steel sheet by coating and annealing a
metal having a level of Gibbs free energy equal to that of 1rron
(Fe) or above, such as nickel (N1), and then galvanizing, and
tound that, 1n the case i which the metal having a level of
Gibbs free energy equal to that of Fe or above as well as an
oxide (including hydroxide) thereof 1s included, surface dii-
fusion of Mn, S1, or Al 1s inhibited by the metal oxide, thereby
leading to the mnvention of a metal coated steel sheet charac-
terized by having a coating layer including the metal having a
level of Gibbs free energy equal to that of Fe or above and the
oxide of the metal.

In the present invention, the phrase “the metal having a
level of Gibbs free energy equal to that of Fe or above”
denotes that a change 1n Gibbs free energy per one mole of
oxygen during an oxidation reaction of a metal equal to that of
iron (Fe) or above.

When a principle of inhibiting the formation of the oxide of
Mn, S1, or Al on the surface of a steel sheet 1s described using
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N1 as an example of the metal having a level of Gibbs free
energy equal to that of Fe or above with reference to FIG. 1,
it may be understood that, with respect to FIG. 1(a), Ni
coating 1s not performed belfore galvanizing and a large
amount of Mn oxide, S1 oxide, or Al oxide 1s formed on the
surface of a steel sheet during annealing to thus significantly
generate bare spots, and, with respect to FIG. 1(b), Ni coating
1s performed before galvanizing, but there may still remain
limitations in mnhibiting the formation of the oxide of Mn, Si,
or Al on the surface of a N1 coating layer. With respect to FIG.
1(c), 1t 1s 1n accordance with an example of the present inven-
tion 1n which N1 coating 1s performed before galvanizing and
N1 oxides (including hydroxide) 1s also included 1n a coating
layer, wherein Mn, S1, or Al may be i contact with Ni1O to
form MnQO, S10,, or Al,O,, N1O may be reduced to precipi-
tate as N1, and thus, Mn, S1, or Al may not form an oxide by
being diffused into the surface of the metal coating layer but
Mn oxide, S1 oxide, or Al oxide may be disposed on a lower
portion o the metal coating layer or an upper portion of a base
steel sheet.

The metal having a level of Gibbs free energy equal to that
of Fe or above may be one or more selected from the group
consisting of Ni, Fe, cobalt (Co), copper (Cu), tin (Sn), and
antimony (Sb), and the reason for using these metals 1s that
the above substitution reaction may be facilitated because a
level of Gibbs free energy required for the oxidation of Mn,
S1, or Al 1s much lower than levels of Gibbs free energy
required for the oxidation of the above metals.

The metal and an oxide thereof may be included 1n an
amount ranging from 0.1 g/m* to 3 g/m~ based on an equiva-
lent amount of the metal. In the case that the equivalent
amount is less than 0.1 g/m~, uncoated portions may occur
because an amount of the coated metal 1s relatively small, and
an upper limit thereof may be 3 g/m” in consideration of
economic factors.

Also, the oxide of the metal acts to form oxides, such as
MnQO, S10,, or Al,O,, before Mn, S1, or Al diffuses 1nto the
surface of the metal coating layer, and the oxide of the metal
may be included 1n an amount ranging from 0.5 wt % to 5 wt
% based on an equivalent amount of oxygen. In the case that
the equivalent amount of oxygen 1s less than 0.5 wt %, 1t may
not be sufficient to oxidize Mn, S1, or Al before Mn, Si1, or Al
diffuses 1nto the surface thereof, and in the case 1n which the
equivalent amount 1s greater than 5 wt %, the amount of the
oxide other than the metal may significantly increase to thus
decrease adhesion between the metal coating layer and the
base steel sheet.

Furthermore, the steel sheet may include one or more
selected from the group consisting of S1, Mn, and Al 1n an
amount ol 0.2 wt % or above and may further include one or
more selected from the group consisting of titantum (T1),
boron (B), and chromium (Cr) 1n an amount of 0.01 wt % or
above. Since the present invention 1s aimed at preventing the
surface diffusion of S1, Mn, or Al included 1n the base steel
sheet and the formation of the oxide of the metal, the effects
ol the present invention may be maximized in the case that Si,
Mn, or Al 1s included 1n an amount 01 0.2 wt % or above 1n the
base steel sheet. Also, since 11, B, and Cr components may
form concentrated products on the surface of the steel sheet,
cifects of the present invention may be suitable for maximiz-
ing the effects 1in the case 1n which 11, B, or Cr 1s included 1n
an amount of 0.01 wt % or above.

Hereinafiter, a hot-dip galvanizing steel sheet of the present
invention will be described 1n detail.

According to another aspect of the present invention, there
1s provided a hot-dip galvanized steel sheet characterized 1n
that on a glow discharge spectrometer (GDS) graph of the




US 9,175,375 B2

S

hot-dip galvanized steel sheet sequentially including a base
steel sheet, a coating layer of a metal having a level of Gibbs
free energy equal to that of Fe or above, and a hot-dip galva-
nized layer, a peak of the metal 1s disposed closer to the
hot-dip galvanized layer than a peak of oxygen, and the metal
may be one or more selected from the group consisting of N1,
Fe, Co, Cu, Sn, and Sb.

Referring to FIG. 2, since the hot-dip galvanized steel sheet
1s formed after the metal coating and annealing, a substitution
reaction ol Mn, S1, or Al with an oxide of the metal having a
level of Gibbs free energy equal to that of Fe or above, such as
Ni1O, occurs before Mn, S1, or Al diffuses into the surface of
a metal coating layer, and thus, the oxide may be disposed on
the lower portion of the metal coating layer or the upper
portion of the base steel sheet. Thus, oxygen included 1n the
oxide 1s disposed relatively closer to the base steel sheet and
1s disposed relatively farther from the hot-dip galvanized
layer in comparison to N1 on the GDS graph. Therefore, that
the peak of the metal 1s disposed closer to the hot-dip galva-
nized layer than the peak of oxygen on the GDS graph may be
interpreted as improving platability by preventing the surface
diffusion of Mn, S1, or Al and the formation of the oxide of the
metal on the surface of the metal coating layer by the metal
oxide.

A content of oxygen at the peak of oxygen may be 1n a
range of 0.05 wt % to 1 wt %. The content of oxygen at the
peak of oxygen denotes a content at a peak of oxygen
included in MnQO, $10,, or Al,O, after the reaction and may
be deduced from oxygen included in the nickel oxide remain-
ing 1n the metal coating layer before the reaction. That 1s, the
content of oxygen 1s decreased as the metal oxide contained 1n
the in1tial metal coating layer 1s reduced to metal by reduction
annealing. In the case that the content thereof 1s about 0.05 wt
% or above at a peak position, the formation of Mn oxide, Si
oxide, or Al oxide on the surface of the metal coating layer
may be inhibited, and in the case 1n which the content thereof
increases to exceed about 1 wt %, adhesion between the
coating layer and the base steel sheet may be reduced.

Also, the steel sheet may include one or more selected from
the group consisting of S1, Mn, and Al in an amount of 0.2 wt
% or above, and may further include one or more selected
from the group consisting of T1, B, and Cr 1n an amount of
0.01 wt % or above.

Hereinaiter, a method of manufacturing a metal coated
steel sheet of the present invention will be described 1n detail.
The present invention provides a method of manufacturing a
metal coated steel sheet characterized 1n that a surface of a
base steel sheet 1s coated with a solution 1n which a molar
concentration of SO,*~ is equal to 0.7 times to 1.2 times a
molar concentration of Ni**, a concentration of Ni** is in a
range of 20 g/L to 90 g/L, and a concentration of N1i(OH), 1s
1 g/ or less, based on an equivalent amount of Ni.

First, a molar concentration ratio between SO,”~ ions and
Ni** ions plays an important role in a reaction of forming
hydroxide at an interface during a coating reaction, 1n which
the molar concentration of SO,*~ may be equal to 0.7 times to
1.2 times the molar concentration of Ni**. Since SO,*~ ions
and Ni** ions form a weak complex compound in a solution,
adhesion between the SO,*~ ions and the Ni** ions may be
relatively strong in the case that an amount of the SO, ions
is relatively larger than that of the Ni** ions, and thus, a
reaction of forming nickel hydroxide by the reaction of Ni**
ions with OH™ 1ons during an interfacial reaction between the
solution and the steel sheet may be inhibited. Therefore, the
molar concentration of SO,>~ may be controlled to be equal to
1.2 times or less the molar concentration of Ni**. Also, in the
case in which the amount of the SO,*~ ions is relatively
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smaller than that of the Ni** ions, the reaction of forming
nickel hydroxide during the interfacial reaction may be rela-
tively promoted, and thus, the reaction of reducing Ni** ions
to N1may be inhibited to significantly increase nickel oxide in
the metal coating layer. Theretfore, the molar concentration of
SO,>~ may be controlled to be equal to 0.7 times the molar
concentration of Ni** or above.

Furthermore, the concentration of Ni** ions included in the
metal coating solution may be in a range of 20 g/L to 90 g/L..
In the case that the concentration of Ni** ions in the solution
1s less than 20 g/L., an appropriate amount of Ni 1n the metal
coating layer may not be secured due to a low coating effi-
ciency, and in the case that the concentration of Ni** ions in
the solution 1s greater than 90 g/L, a nickel salt may precipi-
tate according to microscopic changes in the temperature of

the coating solution.

Also, the concentration of N1(OH), may be 1 g/LL or less,
based on an equivalent amount of Ni1. Ni1(OH), may not be
included 1n the coating solution. However, 1n the case 1n
which N1(OH), 1s included 1n the solution, 1t may be advan-
tageous 1n securing the metal oxide 1 the metal coating layer.
However, 1n the case that the concentration of N1(OH), 1s
greater than 1 g/L based on the equivalent amount of Ni, the
coating solution becomes turbid to increase an amount of a
sludge generated, and thus, an upper limit thereof may be
controlled to be 1 g/LL based on the equivalent amount of Ni.

In addition, a pH level of the coating solution plays a very
important role in co-depositing the metal oxide 1n the coating
layer. That1s, areduction reaction (reaction generating hydro-
gen gas) of H* ions as well as a reduction reaction of Ni** ions
may also occur at an 1nterface between the steel sheet as an
anode and the solution during a metal coating process,
wherein an increase in the pH thereol may instantancously
occur at the interface by the reduction reaction of H™ 10ns to
change a portion of Ni** ions into nickel hydroxide and thus,
co-deposition of the nickel hydroxide may occur 1n the metal
coating layer. Therefore, 1n the case that the pH level of the
pre-plating solution 1s relatively low, the generation of the
nickel hydroxide 1s prevented, and in the case in which the p
thereof 1s relatively high, a relatively large amount of the
nickel oxide may be co-deposited. Therefore, the pH thereof
may be limited to be within a range of 4 to 6 for the co-
deposition of an appropriate amount of the nickel oxide.

Also, the steel sheet may include one or more selected from
the group consisting of S1, Mn, and Al 1n an amount of 0.2 wt
% or above and may further include one or more selected from
the group consisting o 11, B, and Cr 1n an amount of 0.01 wt
% or above.

Meanwhile, the present invention provides a method of
manufacturing a hot-dip galvanized steel sheet including:
coating a surface of a base steel sheet with a solution in which
a molar concentration of SO, is equal to 0.7 times to 1.2
times a molar concentration of Ni**, a concentration of Ni**
1s 1n a range of 20 g/L. to 90 g/L, and a concentration of
Ni1(OH), 1s 1 g/LL or less, based on an equivalent amount of Ni;
heating the coated steel sheet; cooling the heated steel sheet;
and hot-dip galvanizing the annealed steel sheet. A pH level
of the solution may be 1n a range of 4 to 6.

In the case that the coating 1s performed with the solution,
since nickel and mickel oxide are appropriately included in the
metal coating layer, oxides may be formed before Mn, Si1, or
Al diffuses 1nto the surface of the metal coating layer even 1t
heating (annealing) 1s performed thereaiter, and thus, genera-
tion of bare spots due to the formation of the oxide of Mn, 51,
or Al on the surface thereol may be prevented. Therefore, 1n
the case that cooling and galvanizing are performed thereat-
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ter, excellent platability may be secured to thus improve sur-
face qualities of the galvanized steel sheet.

Furthermore, the heating may be performed at a tempera-
ture ranging from 750° C. to 900° C. In the case that the
temperature during annealing 1s greater than 900° C., since
diffusion rate of Mn, S1, or Al may increase and a large
amount of N1 oxides may be reduced to Ni, remaining Ni
oxide may be less, and thus, the surface diffusion of Mn, S1, or
Al may not be effectively inhibited. In the case that the tem-
perature 1s less than 750° C., the annealing may not be sudfi-
ciently performed and thus, excellent material characteristics
may not be secured.

The hot-dip galvanizing may be performed 1n a plating bath
having a temperature ranging from 440° C. to 480° C. In the
case that the temperature of the plating bath 1s less than 440°
C., since viscosity of the plating bath may decrease, the
driving of rollers 1n the plating bath may be difficult, and thus,
scratches may occur in the steel sheet due to the occurrence of
slippage. In the case that the temperature of the plating bath 1s
greater than 480° C., an amount of evaporated zinc (Zn) may
increase and thus, a manufacturing facility may be contami-
nated or Zn may be adhered to the steel sheet to cause defects.

Also, the steel sheet may include one or more selected from
the group consisting of S1, Mn, and Al in an amount of 0.2 wt
% or above and may further include one or more selected from

the group consisting of 11, B, and Cr 1n an amount of 0.01 wt
% or above.

Performing an alloying heat treatment on the hot-dip gal-
vanized steel sheet at a temperature ranging from 480° C. to
600° C. may be further included after the hot-dip galvanizing.
A content of Fe in the coating layer may be sufliciently
secured by controlling the alloying heat treatment tempera-
ture to be 480° C. or above. The temperature 1s controlled to
be 600° C. or less and thus, a powdering phenomenon, in
which the coating layer 1s detached during processing due to
the relatively high content of Fe, may be appropriately pre-
vented.

Hereinatiter, the present invention will be described in
detail, according to specific examples. However, the follow-
ing examples are merely provided to allow for a clearer under-
standing of the present invention, rather than to limit the
scope thereof.

EXAMPLES

There are no limitations 1n steels in which the effects of the
present mvention are implemented. However, since a main
object of the present invention 1s to prevent the formation of
the oxide of Mn, S1, or Al on the surface of a metal coating,
layer, steel including Mn, S1, or Al in an amount of 0.2 wt %
or above may be used for maximizing the effects. In the
present experiments, a 1.2 mm thick cold-rolled transforma-
tion induced plasticity (TRIP) steel sheet including 1.0 wt %
of S1, 1.6 wt % of Mn, and 0.03 wt % of Al was used as a base
steel sheet.

N1 coating was performed on the steel sheet and the com-
positions of Ni coating solutions are presented in Table 1.
Coating weights of N1 coating layers were measured by ana-
lyzing contents of Ni through inductively coupled plasma
(ICP) after dissolving the coating layers, and contents of N1
oxides 1n the coating layers were measured by quantitatively
analyzing an oxygen component contained 1n each Ni coating
layer by measuring distribution of each component 1n a thick-
ness direction of each steel sheet from an interface to a base
steel sheet with a glow discharge spectrometer (GDS). The
interface between the N1 coating layer and the base steel sheet
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was determined as a point where an amount of a coating
material and an amount of base steel intersected each other in

a GDS graph.

Samples after the N1 coating were reduction annealed at
annealing temperatures presented 1n Table 1 for 60 seconds
and then cooled to 400° C. Thereafter, over aging was per-
formed at 400° C. for 120 seconds and the samples were then
heated to 480° C. Then, the samples were plated by dipping in
a galvanizing bath having an effective Al concentration of
0.2% for 5 seconds and coating weight was adjusted to 60
g/m” based on one side thereof through air wiping. A tem-
perature of the galvanizing bath was 460° C.

TABLE 1
Ni{OH)- Molar
(N1 concentration
equivalent ratio Annealing
Ni** welght, (Ni** moles/ temperature
Category (g/L) g/l) SO, moles) pH (° C.)
Inventive 30 0 0.8 5.9 800
Example 1
Inventive 40 0.2 0.7 5 800
Example 2
Inventive 40 0.5 1 5 800
Example 3
Inventive 50 0.9 1.2 4.2 800
Example 4
Inventive 50 0 0.8 4.8 780
Example 5
Inventive 50 0.6 1 4.4 800
Example 6
Inventive 50 0.1 0.8 5.5 840
Example 7
Inventive 90 0 0.7 5.8 860
Example 8
Inventive 90 0.5 1.2 5.8 820
Example 9
Inventive 90 1 1.2 5.9 820
Example 10
Comparative — — — — 820
Example 1
Comparative 30 0 0.5 5.5 800
Example 2
Comparative 50 0.2 1.5 5.3 780
Example 3
Comparative 50 0.5 0.8 6.6 800
Example 4
Comparative 70 0.5 0.9 3.3 800
Example 5
Comparative 50 0.5 0.5 3.1 800
Example 6
Comparative 50 0.9 1.7 6.6 800
Example 7

Surfaces of hot-dip galvanized steel sheets having the plat-
ing completed were visually examined and surface qualities
were evaluated according to the presence and degree of bare
spots. Oxides contained in the interfaces between the pre-
plated layers and the base steel sheets were analyzed by using
a transmission electron microscope (ITEM) to confirm
whether the oxides were S1 oxide, Mn oxide, Al oxide, and/or
complex oxides of S1, Mn, and Al. Also, maximum contents
of oxygen at the interfaces between the Ni coating layers and
the base steel sheets were measured by analyzing components
in a depth direction from the surfaces of the coating layers to
the base steel sheets with GDS and the results thereof are
presented 1n Table 2.
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TABL,

T
-

Ni coating laver Galvanized steel sheet

Ni oxides Maximum oxide

Coating weight content content d
(equivalent (equivalent (equivalent
welght of N1,  weight of O, welght of O, Surface
Category g/m?) wt %) wt %) qualities
Inventive 0.1 0.6 0.07 O
Example 1 10
Inventive 0.5 0.8 0.11 O
Example 2
Inventive 0.8 1.9 0.25 ©
Example 3
Inventive 1.0 3.8 0.47 ©
Example 4 5
Inventive 1.0 1.9 0.25 ©
Example 5
Inventive 1.0 2.7 0.36 ©
Example 6
Inventive 1.0 1.5 0.22 ©
Example 7
Inventive 2.5 0.7 0.14 @ 20
Example 8
Inventive 0.5 4.1 0.59 ©
Example 9
Inventive 0.5 4.6 0.68 ©
Example 10
Comparative — — — X 25
Example 1
Comparative 0.3 0.1 0 X
Example 2
Comparative 0.5 7.6 0.1 A
Example 3
Comparative 0.5 6.5 0.1 A 30
Example 4
Comparative 0.5 0.2 0 X
Example 5
Comparative 0.5 0.1 0 X
Example 6
Comparative 1 8.5 0.3 A 35
Example 7

Surface qualities: @ (very good, steel sheet having no bare
spot over the entire plated steel sheet), o (good, steel sheet 1n
which a small number of point-shaped bare spots having a 40
diameter of less than 0.5 mm were observed), A (poor, steel
sheet 1n which a large number of point-shaped bare spots
having a diameter ranging from 0.5 mm to 2 mm were
observed), and X (very poor, steel sheet in which bare spots
having a diameter greater than 2 mm were observed).

As 1llustrated 1n Tables 1 and 2, with respect to Inventive
Examples 1 to 10 in accordance with the present invention, Ni
coating was performed by using solutions in which a concen-
tration of Ni** ions in the coating solution were in a range of
20 g/ 10 90 g/L, a concentration of N1(OH), was 1n a range of
0 g/LL to 1 g/LL based on an equivalent amount of N1, a pH
thereol was 1n a range of 4 to 6, and a molar concentration of
SO,*~ was equal to 0.7 times to 1.2 times a molar concentra-
tion of Ni**. As a result, coating weights of Ni corresponded
to a range of 0.1 g¢/m” to 3 g/m”, amounts of Ni oxides
(including hydroxide) corresponded to a range 01 0.5 wt % to
5> wt %, and contents of oxygen at oxygen peaks satisfied a

range of 0.01% to 1%. Therelfore, surface qualities of the
samples were good to very good and thus, it may be confirmed
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that the formation of oxide of Mn, Si1, or Al on the surface of
the coating layers was well prevented.

However, since Ni coating 1itself was not performed with
respect to Comparative Example 1, N1 and an N1 oxides were
not included. As a result, the surface diffusion of Mn, S1, or Al
was not prevented and thus, surface qualities were very poor.

With respect to Comparative Example 2, since the molar
concentration of SO, was equal to 0.5 times the molar
concentration of Ni“* which was less than 0.7 times, the
formation of N1 oxides was prevented, and thus, the formation
of oxide of Mn, S1, or Al on the surface of the coating layer
was not effectively prevented. Therefore, a large number of
bare spots were observed and surface qualities were very
POOT.

In contrast, with respect to Comparative Example 3, since
the molar concentration ratio was too high, a relatively large

amount of N1 oxides was formed, and thus, adhesion between
the coating layer and the base steel sheet was not good. It may
be confirmed that surface qualities were poor because the
metal coating layer was partially detached by a roll.

Also, with respect to Comparative Example 4, since the pH
was relatively high, arelatively large amount of N1 oxides was
formed, and thus, poor surface qualities were obtained as 1n
Comparative Example 3.

With respect to Comparative Example 3, since the pH was
relatively low, the formation of N1 oxides was prevented, and
it may be confirmed that very poor surface qualities were
obtained as 1n Comparative Example 2.

Furthermore, with respect to Comparative Example 6,
since both molar concentration ratio and pH were low, the
formation of N1 oxides was highly prevented, and thus, sur-
face qualities were very poor.

Finally, with respect to Comparative Example 7, since both
molar concentration ratio and pH were high, a relatively large
amount of N1 oxides was formed, and thus, poor surface
qualities were obtained.

While the present invention has been shown and described
in connection with the exemplary embodiments, 1t will be
apparent to those skilled in the art that modifications and
variations can be made without departing from the spirit and
scope of the invention as defined by the appended claims.

The invention claimed 1s:

1. A hot-dip galvanized steel sheet characterized in that, on
a glow discharge spectrometer (GDS) graph of the hot-dip
galvanized steel sheet comprising, 1in the following order, a
base steel sheet, a coating layer of a metal having a level of
Gibbs free energy equal to that of Fe or above and an oxide of
the metal, and a hot-dip galvanized layer, a peak of the metal
1s disposed closer to the hot-dip galvanized layer than a peak
of oxygen, wherein the metal 1s one or more selected from the
group consisting of N1, Co, Cu, Sn, and Sb, and wherein a
content of oxygen at the peak of oxygen 1s 1n a range of 0.05
wt. % to 1 wt. %.

2. The hot-dip galvanmized steel sheet of claim 1, wherein
the steel sheet includes one or more selected from the group
consisting of S1, Mn, and Al 1n a total amount 01 0.2 wt. % or
above, and further includes one or more selected from the
group consisting of T1, B, and Cr 1n a total amount o1 0.01 wt.
% or above.
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